Chart S1. Ligands L1-L3 used in this study
X-ray Crystallography
Single crystals of sufficient quality of 3a were grown from CH 2 Cl 2 /Hexane via vapor diffusion. X-ray diffraction data for 3a were collected at 173 K by using a Rigaku FR-X Ultrahigh Brilliance Microfocus RA generator/confocal optics with XtaLAB P200 diffractometer [Mo Kα radiation (λ = 0.71075 Å)]. Intensity data were collected using ω steps accumulating area detector images spanning at least a hemisphere of reciprocal space. All data were corrected for Lorentz polarisation effects. A multiscan absorption correction was applied by using CrystalClear. 1 Structures were solved by dual-space methods (SHELXT) 2 and refined by full-matrix least-squares against F 2 (SHELXL-2016). 3 Non-hydrogen atoms were refined anisotropically, and hydrogen atoms were refined using a riding model. All calculations were performed using the CrystalStructure 4 interface. Selected bond lengths, angles, and inter-planar angles are presented in Table S1 , and selected crystallographic data are presented in Table S2 . CCDC 1817920 contains the supplementary crystallographic data for this paper. The data can be obtained free of charge from The Cambridge Crystallographic Data Centre via www.ccdc.cam.ac.uk/structures. 16.5 (6) 41. 4(3) a Angle between the ring-plane of the pyridine of the C^N ligand and that of the (non-coordinating) phenyl bound to that pyridine. 
Photophysical data
Samples for all complexes were prepared in HPLC grade CHCl 3 with varying concentrations in the order of micromolar. Absorption spectra were recorded at room temperature using either a Shimadzu UV-1800 double beam spectrophotometer or a Biotek Instruments XS spectrometer. Molar absorptivity determination was verified by linear least-squares fit of values obtained from at least four independent solutions at varying concentrations ranging from 3.93 × 10 −5 to 5.88 × 10 −6 M. The sample solutions for the emission spectra of 1a, 2a
and 3a were prepared in HPLC grade MeCN and degassed via three freeze−pump−thaw cycles using an in-house designed quartz cuvette. Steady-state and time-resolved emission spectra were recorded at room temperature using a Gilden photonics Fluorimeter. For steadystate measurements at room temperature, the complexes were excited at 420 nm. The excitedstate lifetimes of the complex were obtained by time correlated single photon counting (TCSPC) at an excitation wavelength of 378 nm using an Edinburgh Instruments FLS980 fluorimeter using a pulsed diode laser, and PL emission was detected at the corresponding steady-state emission maximum for the complex. The room temperature PL decays were fitted with a multi exponential decay function. Emission quantum yields were determined using the optically dilute method. 5 A stock solution with absorbance of ca. 0.2 was prepared, and then four dilutions were prepared with dilution factors between 2 and 20 to obtain solutions with absorbances of ca. 0.100, 0.071, 0.052, and 0.026, respectively. The Beer−Lambert law was found to be linear at the concentrations of the solutions. For each sample, linearity between absorption and emission intensity was verified through linear regression analysis, and additional measurements were acquired until the Pearson regression factor (R 2 ) for the linear fit of the data set surpassed 0. Figure S1
. Normalised emission spectrum of 3a in deaerated MeCN at 298 K. 
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